The ultraviolet (UV) photodissociation dynamics of the cyclohexenyl radical (c-C 6 H 9 ) was studied for the first time in the photolysis region of 232-262 nm using the high-n Rydberg atom time-of-flight (HRTOF) technique. The cyclohexenyl radical was produced by the 193 nm photodissociation of 3-chlorocyclohexene and 3-bromocyclohexene. The H-atom photofragment yield (PFY) spectrum contains a broad peak centering around 250 nm, in good agreement with the UV absorption spectra of the 2 B 1 ← 2 A 2 transition in cyclohexenyl. The translational energy distributions of the H-atom loss product channel, P(E T )'s, for cyclohexenyl show a modest translational energy release peak at ∼ 10 kcal/mol. The fraction of average translational energy in the total excess energy, <f T >, is ∼ 0.16 from 232-262 nm. The H-atom product angular distribution is isotropic with a β parameter ∼ 0. The dissociation mechanism is a statistical unimolecular dissociation of a hot radical following internal conversion from the excited electronic state to produce the lowest energy product, H + cyclohexadiene. The dissociation mechanisms of the cyclohexenyl radical and cyclohexyl radical will be compared.
